The radionuclide activities of 226 Ra, 232 Th and 40 K and radiological parameters (radium equivalent activity, gamma and alpha indices, the absorbed gamma dose rate and external and internal hazard indices) of cements and cement composites commonly used in the Slovak Republic have been studied in this paper. The cement samples of 8 types of cements from Slovak cement plants and five types of composites made from cement type CEM I were analyzed in the experiment. The radionuclide activities in the cements ranged from 8.58-19.1 Bq·kg K. The calculated radiological parameters of cements were lower than calculated radiological parameters of cement composites.
Introduction
The assessment of population exposures due to indoor radiation is very important and therefore knowledge of the concentrations of natural radionuclides in construction materials is required 1. Construction materials are derived from both natural sources (e.g., rock and soil) and waste products (e.g., phosphogypsum, alum shale, coal fly ash, oil shale ash, some rare minerals, certain slags, etc.) and also from industry (e.g., power plants, phosphate fertilizer and oil industry) products. Although building materials act as a source of radiation to the inhabitants in their dwellings, they also have the role of a shield against outdoor radiation 2. All building raw materials and products derived from rock and soil contain various amounts of mainly natural radionuclides of the uranium ( U series, the decay chain segment starting from radium ( 226 Ra) is radiologically the most important and, therefore, reference is often made to 226 Ra instead of 238 U 3. It has long been known that some construction materials are naturally more radioactive than others. The level of natural radioactivity in construction materials, even of low-level activity, gives rise to external and internal indoor exposure 4. The external radiation exposure is caused by gamma radiation originating from members of the uranium and thorium decay chains and from 40 K and the internal radiation exposure, mainly affecting the respiratory tract, is due to the short-lived daughter products of radon which are released from construction materials into room air 5. Thus, the knowledge of radioactivity in building materials is important to estimate the radiological hazards to human health 6. The most important naturally occurring radionuclides present in cements are 226 Ra, 232 Th and 40 K, as mentioned above. Knowledge of basic radiological parameters such as radioactive contents and attenuation coefficients in building materials is important in the assessment of possible radiation exposure of the population as most people spend about 80% of their life inside houses and offices. This knowledge is essential for the development of standards and guidelines for the use of these materials 7.
The contents of 226 Ra, 232 Th and 40 K in cements materials can vary considerably depending on their chemical composition in relation to geological source and geochemical characteristics 3. Whereas in Greek Portland cements 8 the mass activity of 226 Ra was measured at about 92 Bq·kg . A more complex approach to building materials radionuclide activity evaluation is based on the calculation of the corresponding radiological parameters.
In the study presented herein, the activities of natural radionuclides of 226 Ra,
232
Th and 40 K, and radiological parameters such as radium equivalent activity, indoor absorbed dose rate, gamma and alpha indices and external and internal hazard indices were determined to assess the radiation risk associated with the cements and cement composites produced and commonly used in the Slovak Republic.
Materials and Methods

Sampling and Sample Preparation
The natural radioactivity was measured in eight types of cements produced in Slovak cement plants and in five types of composites made from the cement type of CEM I, which is also included in study. The number of samples analysed was at least four samples for each cement type and cement composite. The characterization of the assessed cement samples according to international standards 11 is presented in Table 1 . The cement composites (C1-C4) were prepared for the experiment in accordance with the standard procedure using CEM I cement 12. The recipes of the prepared cement composites given for 1 m 3 of composite are presented in Table 2 . The recipe of C1 composite was similar to that of C2, but in the C2 recipe less plasticizer based on naphthalene-formaldehyde resins and more water were used, which resulted in a different water to cement ratio (w/c). The water to cement ratio was dealt with in order to meet the technical requirements and specifications of concrete. The samples prepared were cured during 28 days in a water environment. Then, several samples of set C2 were again immersed in the water (C2a) and others (C2b) were treated in a dry environment by covering with plastic wrap. After hardening the cement composites were crushed into powder form by using a MSK-SFM-1 Desk-Top planetary ball miller (MTI Corporation, Richmond, CA, USA) to study their chemical composition using X-ray fluorescence spectrometry.
The cement and cement composite samples in powder form were prepared for X-ray fluorescence analysis (XRF) as pressed tablets (pellets) of 32 mm diameter by mixing of 5 g of sample and 1 g of dilution material and pressing with a hydraulic press applying a pressure of 10 tons during 60 s. Ra and its short-lived daughters before gamma spectrometry measurements was expected to be achieved in the composite hardening process.
Chemical Composition Measurements
The basic chemical composition of tested cements was investigated by X-ray fluorescence analysis using a SPECTRO iQ II (Ametek, Kleve, Germany) instrument equipped with a silicon drift detector (SDD) with resolution of 145 eV at 10,000 pulses. The primary beam was polarized by a Bragg crystal and Highly Ordered Pyrolytic Graphite-HOPG target. The samples were measured during 300 s at voltages of 25 and 50 kV at currents of 0.5 and 1.0 mA, respectively, under a helium atmosphere by using the standardized method of fundamental parameters for cement pellets.
Gamma Spectrometry Measurements
Measurement of radioactivity was carried out using an EMS-1A SH (Empos, Prague, Czech Republic) detection system equipped with a NaI/Tl scintillation detection probe and a MC4K multichannel analyzer with optimized resolution of 818 V, 4,096 channel and with 9 cm of lead shielding and internal lining of 2 mm tinned copper.
The spectra were first measured with empty containers (blank samples) and then with containers filled with weighed amounts of sample. The background of the detection system plays a vital role in the measurement of low-level activity as typically found in construction materials. The counting system must have a background as low as attainable with a minimum number of spectral lines originating from natural radionuclides which may be present in the system components and in the surrounding environment of the counting facility. In the presented study, routine measurements of the background count rates for natural radionuclides were carried out before each set of measurements, each for a counting time of 43,200 s (i.e., 12 h). The emphasis was on the determination of specific activity concentration of Pb. Every sample was measured for 18,000 s.
Results and Discussion
Chemical Analysis
The percentage of basic components of tested cement samples and cement composites samples measured by XRF spectroscopy is shown in Table 3 . The chemical composition of investigated cement samples correlate to the standard chemical composition of particular cement types 13. The percentage of the oxides depends on both raw materials and constituents.
The chemical composition of studied cement composites compared to the chemical composition of the tested Portland cements was similar except for their calcium and silicon contents. The content of SiO 2 in cement was measured in the 17.8%-19.8% range and in cement composites it was increased from 25.97% to 45.63% due to the addition of aggregate, zeolite and silica fume (samples C3 and C4). The content of CaO in cement was from 54.2% to 63.6%, and in cement composites it was in the 25.12%-32.0% range. Differences in composition also depend on the structure of the composites as well as on the processes taking place in composite materials during hardening.
Activity Concentration
The measured specific activities of Th and 40 K in tested cements depend on the raw materials and probably vary considerably in relation to the various geological source and geochemical characteristics. The average concentrations for radionuclides in Portland cements (CEM I) have been measured at 11. K determined in the presented study for Portland cements has also been compared with the values reported for Portland cements in other countries ( Table 5 ). The measured activities due to all three radionuclides in Portland cements in Slovakia have been found to be comparable with those reported abroad.
Analysing the results of the specific activity due to ). The results showed that the specific activity due to 40 K was the largest contributor to the total activity for all studied samples. K of the cement composites were compared with specific activities of the cement which was used to produce them (Figure 1) . The average concentrations of radionuclides in the Portland cement sample used to produce the composites, were 19.76 Bq·kg Ra activities in all cement composites samples have been measured to be lower than in cement. On the contrary, the specific activities of 40 K in cement composites have been measured to be higher than in cement for all investigated samples. The specific activities of 232 Th reached higher values in C1 and C4 cement composites when compared to cement sample.
Cement deserves further consideration because it is commonly used, together with inert aggregate materials, as a component of concrete or plaster, mortar and other surface materials. Since aggregate materials (typically sand and gravel from sedimentary rocks) have a low content of natural radionuclides, the major contribution to radioactivity in concretes is expected to come from the cement. For this reason one would expect activity concentrations to be systematically higher in cement than in concrete, but when we compared our data sets of these materials this hypothesis could not be definitely supported. There follows the need to recommend that the overall radioactivity of the concrete mixture should be controlled.
Radium Equivalent Activity (Ra eq )
The distribution of natural radionuclides in building materials samples under investigation is not uniform. Therefore, a common radiological index has been introduced to represent the specific radioactivity level of K by a common index, which takes into account the radiation hazards associated with them. This index is usually known as radium equivalent (Ra eq ) activity 14: Table 4 . Comparing the results, it is evident that there are considerable variations in the Ra eq of different cement types. This fact is important from the point of view of selecting suitable cements for use in buildings and construction, especially concerning those which have large variations in their activities. Large variation in radium equivalent activities may suggest that it is advisable to monitor the radioactivity levels of cements from a new source before adopting it for use as a building material. The maximum value of Ra eq in building raw materials and products must be less than 370 Bq·kg 
25.
Radium equivalent activities of all assessed cement samples have been calculated to be lower than 370 Bq·kg −1 , what means using these cements as building materials is safe. The mean Ra eq values calculated for cement composites are shown in Table 6b . The minimum (55.65 Bq·kg ) values of Ra eq were found in sample C4 and C2a of cement composites, respectively. The mean values of all measured cement composites samples were almost six times lower than the limit value of 370 Bq·kg −1 25. Comparing Ra eq of cement composites to Ra eq of cement used to their production, the higher value was found out only in sample C2 (Figure 2 ).
Figure 2.
Comparison between the average values of radium equivalent Ra eq and absorbent dose rate D for cement (used in composites) and cement composites.
Estimation of the Absorbed Gamma Dose Rate
There is concern that some of the buildings will cause excessive radiation doses to the total body due to gamma rays emitted by 26. Figure 2 shows the comparison of absorbent dose rate between cement and cement composites. The values of D in cement composites are less than value of D in cement from which they made, except of value of sample C2a. This fact is caused probably due to high value of specific activity 40 K in sample C2a.
Gamma Index
In order to assess whether the safety requirements for building materials are being fulfilled, a gamma index I γ is calculated as proposed by the European Commission 26: Table 6 for cements and cement composites. The mean calculated values of I γ for the studied samples values varied in the range between 0.188-0.326 and 0.214-0.264 for cement and cement composites, respectively.
The lowest value of I γ was calculated at 0.188 for CEM I-Portland cement and at 0.214 for cement composites in sample C4 and the highest ones were calculated at 0.326 for CEM V-Composite cement and 0.264 for C2a. The gamma index should also take into account typical ways and amounts in which the material is used in a building. The limit values depend on the dose criteria, the way and amount of the material and the manner in which it was used in a building and construction. For material used in bulk amounts I γ ≤ 1 corresponds to an absorbed gamma dose rate of 1 mSv·y
26. The gamma index calculated for all assessed samples was less than gamma index limit.
The mean values of gamma index calculated for the cement composites were compared with mean values of gamma index calculated for cement sample, which was used to produce them ( Figure 3) . The values of I γ calculated for cement composites are less than value of I γ calculated for cement from which they have been made, except for value of sample C2a. 
Alpha Index
Assessment of the internal hazard, originating from the alpha activity of building materials, requires calculations of the alpha index or internal hazard index. The alpha indices have been proposed to assess the exposure level due to radon inhalation originating from building materials 26. The alpha index was determined by the following formula:
where A Ra is the activity concentration of 
27.
The mean values of I  for the different cement samples in this study are summarised in the fourth column of Table 6 . The maximum calculated values of I  for cements (CEM III-Blastfurnace cement/ CEM III-Blastfurnace cement) of 0.095 and cement composites (sample C2b) of 0.054 were below the limits for safe use. When compared the I  of cement composites with I  of cement used to their production all I  values of cement composites have been calculated to be lower than in cement (Figure 3 ).
External Hazard Index
In order to assess the external radiological hazards from building materials, external hazard index (H ex ) is calculated using the following formula 14: . The value of this index must be less than unity for the radiation hazard to be negligible, i.e., the radiation exposure due to radioactivity in construction materials must be limited to 1.5 mSv·y . The external hazard index for the studied samples is less than unity and therefore these building materials are safe to be used for construction.
Internal Hazard Index
In addition to the external irradiation, radon and its short-lived products are also hazardous to the respiratory organs. The internal exposure to radon and its daughter products is quantified by the internal hazard index (H in ) which is given by the following formula 14: Table 6 ). The internal hazard index for the studied samples of building materials has been calculated to be lower than unity which indicates that the studied building materials are safe to be used for construction.
The values of H in and H ex calculated for cement composites and cement from which are they made are shown in Figure 4 . It can be seen that the values of H in and H ex in cement composites are less than values of H in and H ex in cement from which they made, except for the value of sample C2a. This fact is likely due to high value of 40 K specific activity in cement composite sample C2a. The values of H in and H ex calculated for all studied samples are below the limits for safe use. 
Conclusions
The natural radionuclide content of the 226 Ra, 232 Th, and 40 K in the cement samples produced by Slovak producers and in cement composites were measured by using the technique of gamma-ray spectroscopy. The results may be useful in the assessment of the exposures and the radiation doses due to the natural radioactive element contents in cement samples. , 0.160 and 0.183, respectively. These values were lower than the recommended limits, therefore, the use of these concrete materials in the construction of dwellings is considered to be safe for the dwellers.  The calculated radiological parameters of cement composites were lower than values calculated for cement from which they made, except for values of Ra eq , Iγ, D and H ex calculated in sample C2a, which were higher than in cement. This is probably due to high value of 40 K specific activity in sample C2a.
The results of the present study could be a valuable database for future estimations of the impact of radioactive pollution as well as for the improving of the specific requirements for cements in the Slovak eco-labelling process.
